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l-llephtnyl derivatives of class ArFoXg. &Y {(lc

Y4

£
V.I.Lodochnikova, =..d.Fanov and X,A.Xochashkov (State ded.Inst.,Sverd-

lovsk). Izvest.Akad.Kauk SeSe3.Re, Otdel.Khim.Nauk 1957,1484=6.

To 4.9 g, Tp(0Ac), in 50 ml. CHCl, acidified with little AcOH was added
5 g. (1'010H7)3Hg; af¢er 1.5 hrs, the mixture was treated at 00 with

1l eoulv,BC1 in 4.9 ml, fCl yieldin%1?7ﬁ l’cloﬁvﬂgCl' and avapn. of the
Tiltrate gave 55.1% I-C;Oﬁva(OAc)so mslG?ig?(from 5t0Ac + ACOH). Simil-
arly was prepd, 46% (iso-PrCOz)st010H771, m.99,5-101°(from hexane-iso-
pentene. The triacetate with MéOH-aé.NH40H 6vernight gave 62.6% l-naph-
thylplumbonic acid, yellow amorphous s0lid, which ignites in a flams
andiis nearly insol. in 50;» KOH or concd,HCl; with 4cOH it yields I

and with iso-FrCOoH it yields II. T treatsd with 3z0H in CgHg-hexane gave
40.5» 1-CyolpEb(0Bz) 5, me173-4°(from hexans) | h

i
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22 g xhl\uMI) and 3 og. 1aCl
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Synthecsis of aronmatic compawnds of antimony. IX. Preparat1oﬁ/£f aromatic
antimony compounds by means of antimony pentachloride and phenylhydrazine.
A B Bpruker. Jhure, Obshchei Khime27, 2700-4(1957)s Cf, this Jo?7,2593(1957).
To 240 ml, H20 and 120 ml. concd.iiCl was gradually added 30 g. ~b015,
followed by 3.5 @. FoCl3 and mfkumxﬁ@xmiuxxﬁxﬁxgxxﬁuﬂi§ 29 g. PhNHNI, HCL
followed after 20 min. by 0.3 g CuCl2 in 10 ml, 1:2 d;l. After 50 hrs,
of stirrinz over 8 days, the ppt. was sepd. and wash>d with 1:2 C1l, EtOH
and $¢,0, ylclding 40 g. yellowish PhN,Cl. PthCl(I)which ovolves N, in
SOLTe W1%' P92C0‘ boiling with ag.liCl yieclds Ph bbvla.ﬂ o, d@c.l?S ,_in
45% yield, T (5 g.) ip warm 1:2 1C1 (125 ml. ) was treated with 15 ml. uB¢OH
and f lt@rcd; thon trcecated with 1-2 crystals ﬁé KI and trcated with 802
40=-60 min. yiolding on cooling 775 Th ,SbC1, 2,69~ .70°{ concn. of the mother
liguor yields addnl, amount of product). PhNZCI from 32.5 = ”hth was
added vnder the surface of soln. of 74.9 g. SbCls, 38 =, PhNHNHz.HCI, 2 g
CuCl, anrd 750 mle 5.8% HC1 over 4 hrs., at =59 after 2 hrs. the vpt. was
Sepd. and washod as above yielding 70,3% PhN ,Cl. PhEDCL,, which hreated in
26, 1iC1 yields I. To PhN Cl s0ln, from 10 ?il“hNﬁz was adc cd at 0° 3C me .
bbClS, yxe]dinv a ppte. of 97w Rh\zC1.°bC1 AGL.SS which gives a coupling
product with 2andphthcl. To 120 m1.ICL and 240 ‘ml., H,0 was addod HEEET o

ERM N, qod 3 @, FeCly, followsd after 20 min. by 0.3 g« CiClyy 30 1y, g
Ly 581 ing ofter 18 3hru. 16,5 Ph bbCl3.H 0, «fter o

3pn. of the ppt. and
decomposine it with hot 1:2 HC1, To 360 mi, o )

1:2 HCL was addee 30 g, H5bCL
g0 followed in 20 min, »t by 0.3
13 ml, 1:2 uCL vicldine after 33 days 22

the filtrate viclding ©

. LuC12 in
e J“"‘Mlz.z!Cl as a ppt., and

£+ inorganic b no organic derivs, of

‘ S5b were
formed., To 260 ml, 1:2 HCL wa

adced 44 g.IT, 15 g, PLNHNY . HCL apd
Abvlg, followcd in 20 win. by ¢.3 g. e
20 hro,

3 Ze

: iule in 10 ml, 1:2 UCl, yielding in

&« PPt. which treated with hot 1:2 fCl gave 154 Ph 25BCl,  H,0
3. *

‘ 2
red from 22 g, PhNHNHz, 30 g, 1bL15 and 360 ml,

Ix
and PhhnNuz.dCl failed to react alope withoug

No orwanic derivs, were for
1:2 1IC1 in 47 days,

added catalywtw,
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Synthesis of aromatic rompounds of,an;imony. VIII Preparatfﬁi of patolyl=-
and B-naphthylantimony compounds.f
A.B,Bruker, Zhur,.Obshchei Khim.27, 2593- 8(L9,7) Cf. 27,2220(1957) and 27,
2223(1957). _ |
To a soln. of 28,5 g. Sb§13 and 21.2 g. CuCl2 was addel 20 g, p=MeC6H4LH—
NHZ,HCI and after 12 hrs, the ppt. was washed with dil,}iCl, EtOH and utzo
yiédding 40% brown (preC6H N2C1)2.p—MeC6H45PC1é{)dec.1150, which refluxed
with 1:2 HCL cvolves Fz antd forms mainly p-MeC6H4SbC14, and sonc (pauecéﬂ4-
)zuoC13, m.2559 The filtrate treated with satd. kHaCl in concd.!iCl gave
3 5. yellow p-beC6H45b(lA.NH4C1}I£gcw not m.200° s which treated with H 0
gava pwtolylﬂtibinic acid, does not m, 200° s which rubbed with HCl=- FtOH
and sone Hzo, flltu7°d and treated w1th a little KI and satd. with SOZ at 0o
gave pr@C6H4ub 12, m,92-3° s which forms readily from I on treatment with
1:2 JiCl, a little KI and satn. with ‘02. The o0il formed in ﬂecompn. of X
yleids after treatment with agq.Me, CO some p,p'-~ditolyl, fimilarly,
p=Mecéa4V201 9b013 -and p-N906H4NHNH JHC1 with'CuCIZ gave 600 p-NoC6H4k2C1.-
.p-MeC6H4uoC1 dec,115° , which with 1:2 HCL gave (p-hecéh ) »oClj,m.ISS ’
while NH4

Ci Vle]ds TI identical with the above de»cr1bod.4;§ 100 ml. concd,
HCl, 200 ol. H,0, 28.5 m=. SbCl3 and 22 g, (uflzhwa added 24.8 g, ‘-C10H7-
NHNH, L TICL, yieldineg as ‘above 49-51% (Z-C10 7 2(1) 10 7~bC1q,l5ec.98°
whirh with NH4C1 in 1:2 HC1l gave 2-C10H7qbbl .NH4CL, docs not 11.200°%, which
with H20 gave 908 2-naphthylstibinic acid, docs not m. 200° , which aPtor
treatment ae above gave 85% 2-C10H7SbClo, m,102°%, also formed directly
from the double salt after reduction with 502 as above, The dichloride with
ag.ale. N0l gave 88% 2~-naphthylstibine oxide, dec.160°[ the oil from the
dacecmnn, of the double salt gave 2,2'=dinaphthyl. Concd,liCl (100 m1.),
200 ml, H,0, 1 g. CuCl2 2 g, PeCl 52,3 g. 2-C, H,N Fl.SbCl and 24.8 g.

2 10072

3
MHNH,.JIC1 in 40 hrs. Kave 54%&1

“10'y

Approved For Release 2008/12/09 : CIA-RDP80T00246A003900030002-4



Approved For Release 2008/12/09 : CIA- RDP8OT00246A(90390003(/)\0{(\))2¢M7/? P

Reaction of arylazocarboxylic salts with c¢ils~ and trans-fLOhlorovinylmercu-
ric ohlorides. _ , ‘

O0.A.Reutov and E,l[.Fedneva (Stuts Univ, ,Moscow), Zhur.Obshchei Khim.27,2506=-
8(1957). |

Reactlion of 35.7 g. trans-CHC1:CHHgC1 with 29.5 g. PhNéCOzK in dry MusCO
rapidly ylelds a ppt. of KC1, KHCOz and Hg and forms 18,5% PhHgCl and 12%
trans-PhCH: CHC1l, Cis<CHC1:CHHgCl similarly gave 12% PhCH:CHC1, b1860-

15
n%§ixﬁ@ﬁ&xx&§§ixiii n 1.5763, d,,1.1623, which is probably the cis-isomer,
Reaction of trans-CHC1:CHHgCl with p-Me06H COoK similarly gave 12% p-lisC_H, =

6°4
CH:CHC1, b1499-101 n§71 5660,
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Reoaection of &aaLKoxy@cnyl©ni@viles wi%h mareuric aeo»ate. Froparation of

astors of moncngrevratod acovic acid. .
I.E.Lutsoﬁk©, 1.T.Bedonkova ond V.L.Pogs. Zhur.Cbshehol Mhim.27,3261-4(1957
70 185.?vg. Gu(CN)2 in 375 ml. abé.3u2© vas addod with cooling 573.5’g..
BrCH,CIBz0lr and afbor L hr, at roca Semp. and 2 hrs. at roflux tho
PIxbur0 @avo 55480 BrCTZCH(CPr)Cn, 7.5 86-8" o Similerly was propd. S8y
3?3320w(OBL)Cw8 b 90o100 » Doth mitrilcs doonmwoss on standing and during
dlotn, ond must bG used immcdiately. Treatmont of thoso with i in 3620
govo 73 CH%:C(O?r)OND b2©59.5 > ng 1.42305, 6290.89963 and 5, Cily:C(0Bu)-
Gy, 89003.2 , 1.4279, 0,892, rosp. The fornor with 0.2 molos Rg(@Ach in

. T,0 rapldly gavo 95 AeOHSCLCOkr, n,109-11°, vhich with ag.X6l gave

C1ERCi,C0r, B35, m.59-629, unilo X8r similarly gave Bfugc Hp00.5r, 78,

1.42-3°%, sinilarly woro cbtained: AcOHgCH,C0510, 0.136-6" AGOHgCH, 00436,
89.., m.ll@gg CngCH2003nt, 08w, m.@@o' BrngCHchBbt 545, me.43=5%3 AcO=

®. np

file 89"91

Hy Oﬂ CO

1i30i35C0,Bu, 00, gBu, 78, m30% _
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.+ Synthesis and properties of trichlorcactiiyl and v,V=Uﬂ@hior@d11yl @@mp@mnds
of MErcury. '
A:N;Nesmoyanva R KW Frotdlina and o, Velichko (Inst.letero-org.lompounds,
Acixdleocie yinocow ). Lavest,nkad.Rank LeileLeRy,0tcdclthim,. Noule 1956, 40=-0,
Roflusing @Clacﬂ CW2 with Nal im r‘02@9 1.5 h?s. rmave after agG. traatrent
345 3=lodo=1, l=cichloro=l=propenc, b863 R m 1. 6020 dye2.0320, which {0
rather unstablo. Thisc and Hg illuninated wnth a mercury lanp O.5 hre gave
67 CLL,:CICH, NG, ©.46°(Frea CIIC1y). This with Ag,0 in hot SeLl, refluved
20 min., filtered and treatced wicth aq.NaCl and aciddifizd with HCL, to phenole
phtholein, mave aftor 12 hrs. 71e5k CCL,sCHCH,IRCL, e 100%(from CHCL 303
thio failed to form a pyrldinc 0@mp1gx. vinilarly vas propd. 705 CClZoCMCMQa
HEbry 0e93=4, 5%, licstinz 7.5 g CCl,or, 80 g. Hz and 0.01 W. (ile. L(C“DY 3)
“under uleraviolet lamp 3 hrs. at 80° gave after evtm. wit! hot LGZCG 415

C@lgurﬁmgl% 165%(fron CHCL )9 this with pyridinc in C@ 6 Tave a yellow

ouuinolar coaplos, doc.87° (fwaﬂ Céméb. and AFZO in BeCH rave 75% @Clghpwh,

doc.175°(fron. CHEL ), which with 2N [CL gave 7095 CC14ligCl, dec.173%  Sin=-
ﬂnaﬁly was @btaﬂmod 569 CCIBNWI d@c.116=7 y aloof formed from CLH31 and Ng.
catment of CCEBNpﬁﬁ with 0.5 nole thgncﬂz inm J%©P in the precerce of NaGh

rave 23% @@ﬁgﬂﬁPh, n.126=7. §°(fron 1tCit), which with 'eCli=lCl mave 843

PhilmCls lar<er omount of NaGli im the above reaction gave PMZWg. PhiieCl dim

SeCil was c@oatoc wilth agye. CClgcwzw yielding 78% L013L©2” Phy, dec, 238=£©@

( Pron ag.ucbﬁ) hio in ¥eCl under ultraviolet radiation for 8 hre. mave

4w DPhlimCl, CLB% 'wCl and dry ng im FF61§ gave 95,50 CligNH . Facsare of HQ&

intc ale. H0ln. of CClgMg$w 0.5 hr. gave 98.7» HgS,

2

'
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Isotope eichange of some organomercury}salts with mstallic mercury labelled

“

with 17-203,
Dehedicutov and U Yan-fsei.(ﬁ;f.Lomonosov State Univ.,Zoscow). Doklacdy
Ak (ALK e Jetesie117, 1008-6(1957),
A% rrom temp. rarld end substertially cémploto isotonc cachanga takas
»lcead betuwaen ngps.and il of: o-ketocyclobexylmarcurio bromida, hCIU(Hg3r)-
GO, PhCﬁ(HgBr)COBClQng; the reaction is much slower and restricted with
d-brocovescuri~G-benzyleaiphor and S-brﬂmomarcuricémphdr, whil3 no exchange
28 observed with l-chloromsrcurlcamphanylone, é-bromomercuricamyhane and
Sutledr. Ouine to nmild condiiions, the reuction is bel gved to be purcly

/

rolucvler-etornic in naturd and jrebably occurs ithout fermation cf frae.

padleala,
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teaction of isotope exchange of symmetric organomsroury eompownds of the
aromatiéfseries with mstalliévmnroury 1abellid ﬁith Hg~203. ,
O.A Reutov snd u.M.Ostapohuk (MoV, Lomonosov State Univ.,M:»soow). Dmclady #
Akad JNeuk 3e3.2.R.117, 8:6-8(1987), ' |
Isotops equil. fmxMa®¥ «t 140° is attainec in xylano for Hg and Ph dg in
 30 min., but for dlioxans: soln?ttg?s requires 9.75 hrs. In dioxane at 60°
the ejuil, for (p-JeOu6H4)°Hg and Hg is aftained 1n 1 hr. whilc in Cgliy

20% this 1s reached in 18 hrs, Eychange of He is acoeleratad by slevated’
vemp. e£nd sxcess metallic.ﬂg.~The rate of 1sotope exchsange risss in dlaryl
derivs, of dg with thS'fbllowing sefies of groups: Oah, Cl, H, Me, Cra, ;
virce the conditions ars mild, it is suv'aéted tiat the axohangé'oqcurs
not by “HJCu& route but by diraect molacular-atoniu interaction. Since
the mixturs of &quiorated Hg and T3111-1@061:1‘Lof-p does not contain any othcr

rroducts, thes .vovs d;guﬂent app2ars to os validatsd,
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+ + Thermographic study of the process of dehydration of orthoboric acid,
V.V.Urusov (Ya.,V, Samoilov Res,Inst, Fertilizers and Insectofungicides,
Moscow), Doklady Akad,Nauk S.S.S,R. 116, 97-100(1957).

Thermograms obtained from H31303 at various levels of external pbeésure

'~ are reproduced. At 740-65 mm pressure the dehkdration is a 2-step process .
with intermecdiate formation of HBO2 at 101° to 149° doepending on external
pressurej the 2nd effect at 176o is that of melting of H302 at 740 mm,;
at lower pressure this offect corresponds to the course of dehydration
of HBO, with formation of a soln. at 147° to 175°, depending on the
pressure, Tha solns, formed in the 2nd effect cvaporate without formation
of a solid phase and yield 8203 Ddhydration of H3803 at 15«50 mm yields

3-step process: at 83° to 96~ the formation of HBO2 occurs, at 112° to-

143° HBO2 dissociates eitheér into an intermediate hydrate or a solid
soln, and steam, and the 3rd effect at 144-50° results from dissocn. of
the hydrate or the solid soln, to steam and 3203 The dissocn. pressure
in the 1lst step is below the iiterature values for the equil,pressure
(cf. Kracek et al. Am,J.%ci.35A,143(1938), and Tazaki, J.Sci.Hiroshima
Univ.,Ser.A.10,37, 55, 63, 109, 113(1940)), The 2nd hydrate contains
80,4-82.2% B,0, and appears to be a new hydrate. At 15 mm pressure the
dehydration may appear as a 3~step process in part and as l-step process
in part, which appears in the form of 5 singular points on the thermogram,
At 10 mm, the l-stcp process is apparent, the acid dlssociating directly

to amorphous B,0 3. and steam at 96-8°,
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'Re ectivity of allyl derivatives of tin,

.

m.u.noton andi T,M.Kiseleva (Inst.High Folymers, Acad. Sci.,Leningrad). Zhur.
Obshehel khim.BV, 2553-8(1957) . |

Heating Sn(CHZCH:CHz)4 in awpul at 170° gave CHZ:CHCHZSnozﬂ; in 48 hrs,
the products are Sn; 6n02 and diallyl; if the heating i1s done with 1iso-
butyroazonitrile at 160° there is formed an infusible solid containing
55.1. on. No change was observed in PhZSn(CHZCH:QHz)2 in ampul at 1600,
but over 160° rhySn im formed. Ph,SnCH,UH:CHy at 170° does not change. A%
room temp.~5n(CH CH:CH )4 and alc.HCl yield propylens and &nO,; PhySn-

(CH,CH: CH, ) ‘with alc.HC1l yields CpH_. and propylens and Ph,5n0O, while Ph,e
2 6 2

6 3

SnCH,CH: CHB and alo.HCl yield propylens, Celg, SnOp. thbicHZCH CH, and IZ'

in hot xylens gave PhzSnI,m.115-7°, Sn(CszrI.CHz)4 and HCOH gave (HCOp) =~
Sn(CH) g, infusible solid; Pthn(Cﬁch:CHZ)z and=HCOZH in émpul at 500 gave
Cglgy propylens and HCO5Sn(0H) 33 Ph@SnCHoCH:CHy reacts with Hcozﬂ.at 90°

ylelding propylene, CgHg and HOpCSn(OH)z. Sn(CHyCH:CH,), and £tOH at 130°

gave propylens and >nOs, None of the ellyl derivs, polymerized on heating
alons or with isobutyroazonitrile and inhibitea other monomers.
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.+ 'Cogplex compounds of SnGl,, ORmBr, &RG IiLi, Witn vamevis
o {z;narok'ova and Yu,Nevskaya, Zhur.Obshchei Khim, 27, 33_75—9(.1957), -
"ineol and SnCl, in CgMg yield a complex 5nCl,.2C,qH, g0, orystalline colorles
. solid which reddens in air and sublimes on heating, Similarly was formed
SnBr 43010"180’ a crystalline §ol£d which sublimes readily, and ‘!161.'4.1\2#“‘!1"0.
orange~red lon.d. L A

Voo
o

Approved For Release 2008/12/09 : CIA-RDP80T00246A003900030002-4



Y T

v
’

*ouuon of direot mb-utuuon effhydm in ornnic compounds by

‘ thallium (thallilatien).

" V.P.Glushkova and K,A.Kocheshkov (L. h.lamv Phys.Chen.Inst. ). I:vo-t.

' Akad,Nauk -5,8,8,R,, Otdel.Khim.Nauk 1957, 1186-92,
cf. Doklady Akad.Nauk 838R 103.615(1955).

Reaction of n(o,ccu-,), (X) with ox«u Cgllg ave 908 (1n-ru-co ) oT1Ph,
m,321° » Sparingly sol. in wara N 0} wlth lccl in refluxiag B¢0N, lnd ‘

- addn, of HC1 gave PhNgCl, hnuxhc 2,38 g. t ia 5 g. NePh 1 hr, gave on
evapa. 555 mixzed isomers of (tm’r@,)’ﬂc‘l‘lﬂ, -.135-6°(fn- xylene),
which with l¢c1; gave mainly the peisemer of Ioc‘l HgCl, I and 610'8 gave
ia 1 hr, at 115" 28% (uo-rrco,),nc“lr n.209%, which was the 3-iscmer,

' as shown by comversion with lcm to x-c“l,u.cl =, 370°, Reactiom of I
with MeOPh gave 445 (1u-rrcb,),uc‘u OMe-p, =.195°, which with Nghr,
in MeOR, followed by HBr gave pmiin p-looc‘l llclr. =.250-50.5°, which was
checked with prepns, from R lig with Nghr, or N lg and (1so-Prce g) 558, f
BtOPh and I gave 33% ’-IGOC‘I T1(0,cC0e,) o, -.106.5' o=C¢H (cm-)2 and T
gave 75% (m),c‘l,n(o,ccmb, -.188 » which with x,-cncx, gave 1,1-
dimethoxy=-4{~iocdobensene, -.34-3‘ thus d:oviu the site of entry of T1
in the 4-position. Similarly I apd 1 »3-Cqli, (ou.), ¢-n 73% (n-o),ca,u-
(04CCmNe,) 4, -.147-0'; siailarly p-CeN (eu-) and I gave the isemer of

~ the above, m.112-3% in 43% yield, 1.3.3—(1:-0)3%-3 and I guve 87,5%

~ (M00) 4CoN,T1(0,CClNe, )y, m.117-8°,  Thiophene hested § min. with I gave
8s8s z-c 133 «T1(0,CClNe, ) ,, 2.315-6% I and AoPh in § min. at 100° gave
45.5% Cy My 71,05, m.127-8%, which could mot be recrystallised; the
substance is evidently s tetraiscbutyrate of dithalliumphemacylidene,
vhich 18 mot very stable im air; with uq.lr,—llr it gave rhcocm,.-.ss .

I and excess dibensofuran, gave dunuoflryltluluu du-obneyuto, n,
204-5°(cf. Gilman and Abbett, JACS 6S, 122(1943) .
| af% ».‘

o Reaction of diaryl-orcury with salts of trivaleant thallium as & mm

of synthesis of compounds of class Ar‘!lx:. ‘

V.P.Glushkova and K.A.lochonhkov. Izvelt Akad,Nauk-S,8,8,.R,, %d.l.thh.

Nauk 1957. 1193"30

In wvara cnc13 (180-Prco,) 71 and Phyg yield im 0.5 hr. 87.9% (iso-PrcO, ) -

T1Ph, =.221-2°, Reaction of 2 moles n,u. with 1 mole (uo-nce ) Tl 1- :

warm CHCl, gave 180-PrC0,T1Ph,, =.241 °(from Clﬂ,ﬂ!’cﬂ. which with HgC1,

yields rhn.cl. Similarly were obtaimeds 43,75 p-NeC N u(o,ccau,),. n,

199.5-200%; 765 (p-MeCglt ) T10,C0MNe,, -.z44-4.s°uoeo-p..): (u,-r-co )y |

T1C) oRy-1, m.183-4% 915 (u.-nco )oT1C, gH,=2, =,209-10°; 655 (lso-Pr-

co,),nc‘n‘on.-p. =.196%; 668 (tn-h-CO 3)TL(CER ouo),-p. =.3527) & 67%
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4 3-thionylthallium diiscbutyrate, m.216-7°%; 73,85 p-C1C¢N T1(0,CCNNe, ),
u.229%(decompn.) . The latter (1 g.) in 25 ml, MeON was treated with
excess aq NE,0N, kept 0.5 br., dild. with H,0, filtered, the ppt. sus-
pended in MeON and treated with caled. amount of alc.HCl, gave 0.6$ g.
p-C1C¢N,T1Cl,, =.252°, which could mot be reerystalliszed satisfactorily.
Similarly were obtaimed! p-BrC¢N, T1(0,CCHNe,),, 50%, m.219°(decompa.),
and p-BrC N, T1Cl,, u,261%(from BtOAs). T ‘
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‘o | Organcmagnesium synshesis of vinyl derivetives of buuon. nmhl ‘
and tin,

AJD Petrov and v.lj,lnrm (B.Ds2elinskii Inast.Org.Chem.,Moseow), Iszl.;
fkad.Nauk S.8.9.R., Otdel.Xhim.Mauk 1957, 1491~3,

To 11 g. Mg in BO ml. tetrahydrofuran was added 0.5 g. Zthr followed by
30 g, CH_:CNRz in 100 ml, Setrehydrofures; and the resultinf Grigmard
resgent was treated with 92 ml, B,BnOl with ecoling. After & hrs. ua

e stean batk, followed by ailn, with R¢g0 and eddn. of I'G theres was
obtained 70 g. Ft,SwOM:CHg, b.174-6°, ni01.47s0, 4301.2138. Similarly
the use of FYSLNGly gave 2856 BUSAN(OH:CHg),, v.93-¢.8° s 1.4508, 0,7589,
while 5%,0eCl, gave 554 Et;06(OH:Cly)s, b.249.8°%, 1,408, 1.0192.
&mxuly were yrepd. undeserined; Bt,81(0N:CHy) , usi(cu:cn.),.
ncsuonzclz),. m,sm::on,. ItGe (CH:CH,)y, :t,st(cn:ca,),. FhMes4 (ON:10Ng)
and Fh31(CH:CHglge The Setrahyirofuran must be distd, from Na before wse,
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Now method of synthesis of organothallium compounds of class ArTlX,.
V.P.Glushkova and K.A.Kocheshkov (L.Ya.Karpov Phys.Chem.Inst.). Doklady
Akad,.Nauk S5,8,8,R, 116, 233-5(1957).

Keeping equimolar mixture of (1-u-rrc03) T1 and Ph,Hg 0.5 hr. in CIICI3
gave a ppt . of 87.9% (iso~PrC0,),T1Ph, m.221-2% vith 112 proportlon
of the reactants there formed -1-110r1y 80.9% is0~PrCO 9T1Ph,, n.241°,
Heating (1-o~Prcoz)3rl and c‘s‘ at 100° in sealed vessel 18 hrs. jave
90% (iso-PrC0,),T1Ph, Similarly ttso-rrcoz) T1 and 180-PrC0,T1Ph, gave
overnight 100% (is0~-PrC0,),T1Ph, The latter treated im NeOR with 18%
un4ou gave a ppt. which suapended in NeOH and treated with 1.5M. ﬂ&l

in MeOH gave PhTICl,, =.233°, Reaction of (1lo-PrCO’) Tl with 1 mole
(p-BrC‘H‘)zﬂg in warm CHCl, gave s0% (1-0-Prc02)21106l‘5r-p, dec.219°,
which with BtOH=NC1 gave p-BrC6H‘71612, =.261°,

_ﬂ - c-coan
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G,V.Msdoks (State Agric.Inst,.,Saratov), UOKLaay Akaae.haux Deve 3. K117,

99%«5(1957), _
Mixing 0.68 g. La(NO,),.8H,0 in 96%. BLtOH with 1.44 g. PhaABCHzPhﬁO _and

heating on a steam bath gave on evapm. colorless plates of La(NDs) .a[Phs-
AsCHzPh]NOS, m,159,5°(from BtOH), Similarly formed CC(NO ) .2[Ph AsCH?Ph]Rb5
m.1es.75-64°(rrom EtOH), end Pr(NOs)z.z[IhsAsCBzPh]NOS, m.165-5 250(from
EtOB). and Nd(NO5 zo2[PhaASCHPhINO,, m,166.25 ®(from BtOH), Ce salt is

yollowish, Pr salt is yellow-greenish, and Né& salt 1s 1ilec¢ in color. Tho

Nd salt was least soluble, La was most soluble.
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‘e The mature of spontaneous change in viscosity of solutions of salvarsan,
M.Ya.Kraft and E.N.Sytima (3.0rdshonikidse AllUnion Chem.Pharm.Res.Inst.,
Moscow). Doklady Akad.Nauk 5.S.5.R. 116, 89-92(1957).
The work described below was done under CO2 to prevent oxidation, Sal-
varsan in the form of sulfate was made up as 1% soln. im ¥ and 2N HC1

- and allowed to stand vithon£ contact with air for 3 days when a decided

increase of its viscosity takes place. This treatment results im increase
of the mol.wt. of about five fold, with evident formation of four new
As=0=-As bonds. Salvarsan isolated by pptn. of its alkaline soln. with
HC1 was subjected to a similar treatment and showed a very considerable
increase of viscosity with apparent mol.wt. rising to 106-10v01. This
on being kept im 2MNC1 gximnys decroased its viscosity after many days,
The results indicate that the high poljaor nature of salvarsan is due
to inherently large molecule and not to mere assocn,
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Utilizacifn of aluminumtrialkyls in synthesis of hetero-organic compounds,
L.I.Zakharkin and 0,Yu,0xhlobystia (Inst.Hetero-org.Compounds,Moscow).
Doklady Akad.Nauk S,S.S.R, 116, 236-8(1957).

Addn. of 19 g. BF;.5t,0 to 27.1 g. 180-Bu Al at 60-5° gave 60% is0-Bu,B,
by, s174=6% bg57-8%, ag?*51.4188. Passage of BP, into Bt,Al in decalin
gave BtB, b.95-6°, Reaction of 180-BuAl.Bt,0 with SbF, in Bt,0 guve

77% 1s0-Bu,Sb, bglol.$% ng’*51.4955, d,g1.124; dibromide, =.95°,

Reaction of equimolar amounts gf’1-o~lu3A1 and A0613 in nt,o gave not

R,As but maisly iso-BuAsCl, and 1s0-Bu,AsCl, the former, by57-8°, a30:5
1.5108, d, 1.4126, the latter by76=-7°, ma®* 51,4862, d,,1.1265, Reaction

of 1-o-Bu3A1 and PCl3 ¢ayo a vigorous formation of a complex vl;h A1¢13
and from the reaction mixture there was distd., a low yield of 1so-luPCIz,
b.148-9°, n§°1£4818. dz°1.1268; further heating of the residue gave severe
decompn. and formation of free P, Bquimolar amounts of l,Al gad ﬁglrz or
HgCl, in Btao o:ohoxaao gave mainly R, Hgj thus wers formed 65, 5% iso-Bu,fg,
bggl23-23.5", mp 1.4964, d;41.770; dso-Bulighr, m.78% Et,Hg (58%),

Reaction of 18/8 g. >uCl, and 19 g. 1s0-Bu,Al in heptene at 40-8° gave
after treatment with NaOH 53.65 iso-Bu,Sn, bg128-9°, n3%*51.4751, 4,

0
1.0517 and iso-BusSnOSaBu-isos, b,,197-8%, nj'1.4850, dyo1.1547.
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Synthesis of tetrakis (trialkyl (aryl)siloxy)titanium by the method of
t.ronsnaterification of tetraalkoxy titanatos,

3eNedolgov ard N,FoUrlov (Silicate Chem.Inst,,Leningrad), doklady akad,
Nauk : PRNIP Koll?. 6‘-7-8(1957)0

Neatine equimolar mixture of (rRC) Ti k§ and R3510H in the presence of
0.0l% Na with slow distn. of Kill was used to prepare (R3910) Ti. Thus

5 oo TilUst) g, 13 g Mp3b10H and 0.01 g. Na gave 50. 5% (Me 810) Ti, b1o
110%, n2%1.4275, 4,,0.9004. Similarly w re ppcpd.: 90,2% (Most sxo) 4L
by154%, Led545, 0.9244; 98% (8t;510),TH, by 5195°% m.99-101°; 83# (MePr,
£40),m, b 186-82, 1. 4570, 0.5044; 85~ (PhyS10) T4, m.above 480°, was

3
rropd. by refluxing the ingredients in cé“é 6 hrs.
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’ tertiary amines, ' : '
B,N.Dolgov and N,F.Orlov (E£ilicate Chem, Inst,,
SeHeS¢R,, Otdel,Khim,Nauk 1957, 1395-6.
To 28,5 @, MeEt,S10H in C¢llg and 18.3 g, pyridine was added at 0° 11.4 g,
'1ﬁC14oandzgfter 1 hr, at 70-80° the filtered soln, gave 38/8% (MoBt2510)4!1,
bgl86~, n;"1.4565, d,,0.9248, Similarly were prepd, s 45,5% (se351o)4ri.

x]

Leningrad). Izvest,Akad,Nauk

[
b7327-30 s 95=7° (with PhNMe, acid acceptor the yield was 89.5%), and 96%
(Ph;510) ,T4, m.about 480°(®rom o-xylene), :
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ion of dialkoxytitanium oxides with tetrealkgpxysilanes, ('/ﬁuukﬂ

A Vo e Mmrmiryanov and G,V,Nogina, Loltludy Akad,Nauk o, 8e3,74127,249- 51(2657).
e this J495,313(1654.,
“hile corvontional eryescoplec mathod gives decldedly high valunos ®or
obsarved mol.wts, of (iy) 110 owing to association, the isopiestic methou
glicved that the My and th~ M menber: aps uubscxntidlly monuueric in |
ur to 0.1, soilns, in “6"6' which fact indfcaras the >xistence cf o double
wond hatwesn T4 and 0. This was confirmed hy adin, reactions helow, To
Sei Fe (lr0),£10 in -hexane was added §0 g, »i(OPr) and tho mixture was
redtuxed in abdsance of molicture 4 hre, ylclding on dicfn. 295 (Tpd), YiCw
L1(0 r),, bll25-6 » 510x10-6 86-9% n2%1,4647, taticrly 6.9 g. (Prd) ,Ti0
and § gz, ’“Pr)‘ gave 1% (PrQ) Si(OTi(OPr) )2, b 578-81 ’ 1.4910. ’
‘euction of 5,2 g. (1s0-3u0),T40 wieh 12,56 c. (x.l-n.o)4ag gavo (iso-buo),-
TiOai(OBu-iao)3. b s75-8 ’ 1.4610, dictn, at 1 mam, ted to decompn, vhxc‘
yinlded (1isc=3u0) *8 The raaction also gave a substance,m,193-5® s conts,
i0e7=41% C and st ¥, Reactlon of 2(Et0),TH0 with (it0) 4T1 or that of
(PrO)zth with (Pr0)4ii gave crystalline products which corresponded to
(t0)gid(0Ti(0s a)3)2 snd (Pro) gTioti(or r)3, resp.

ACEC
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’,: ’reparation of compounds with silathiacarbon 1limks, , | .
N.-‘..Ni»(}'i’tkih’ A:&.V.romhicv and L.S.X’OVIM. Do’(lady Akldo“&l‘k 8.5‘5...117.
245-5(1957), x ‘
To a soln. of 13.6 g, pyridime im 100 al, Bt,0 satd, with Nys there was
adiag 40 ge }:0391(::1251&2» 1;: 50 ml1, l't.zo and the mixture was refluxed
5 hre, 4in 2 waak stream of uza,' and filtered mmi after cuoling, The filtr-
ato yiolded 36,4% &sﬂiClzﬁl’bzﬂ. bl‘$8€60°, dz°0.8632. lznl. 4604, and
e ¢ © '
{1405 S(51Me,CHyu1Neg) 5y by (117-8%, me=98%, d;00.8774, 501,477, Passae
of Iyl 3¢ wuin, 4nto 20 g. pyridine i{n 150 ml. MePh, followed by addm. of
> 3 H_ S48 . : !
72 . 4t3.:1Cﬁzuiht28r and r,ﬂ.qxing 12 bra, in strocm of HzS gave after
'F‘il.tration 30,3% uzs--'-i.CHzSiBtz.‘Sﬂ, b3.5113-4°, 0.8989, 1.4852. This rofluxed |
\wj, th aqndimol aﬂ‘“Si‘“ he analegous bromide in MePh im the presence of pyridine
PO hi s suve 32440(kt,54CH,5146e,),8, b3302-4°, =, -85°, 0.9108, 1.4980,
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Comparstive effsctiveness of alloys of silicon with eoppesr and nickel
used in direet synthesis of vmlohloroéihnu. ~
M,F,5hostekovakil, B.M,Savotskii, D.A.Koehkin and L,V.Musatova, (M.D,
Zelinskil IMst.Org.Chen.Moscow), Izvest.iked,Nauk 5.3.S.R., 0tdel.Khim,
Neuk 195¥a 1403-8, Cf, this J.1864,174; 1956,1150,

For direct symthesis of vimylehlorosilames an alley of #1 with 20% N4
is mere effective than the eomparedls 8i-Oun alloy. The Ki alloy as
420-50° converted CNy:CHCl to « rangs of yrodusts conteining 14.8%
CHg:CHSICl, and 3.%6 (CHaiCH),8101,. The latter is abeent frem the
catalysate from Cu alley, whils the former giwx 1s formed in a similsr
y1e1d, Am alley of 803 Sf, 10% Cu and 10» Ni gave 11 GNgiONSClsx.
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Catatvtic phenylation cof hydrogon containing alky]chloroqtlaneq with bensene

MeMaltnova, E,.P Mikheev, A.L.Klebanskii, $,A,Golubtsov and N,P, Filimonova
Doklady akadeMank S.Y.S,R.117, 623-5(1957),
"hanytation of Mebi*lClz and ubuillClz with 061!6 is convenisartly done with
”3‘“3 catalyst (L=24), which affords formition cf Ph"iCl3 which cannot
. satisfactorily fructionited from MePhiiCl,. Use of 0. 1% H3803 almost
complately eliminates the formation of Ph‘*:l.Cl1 and avoids this difficalty,
The reactions are run in autoclaves at 240°2 (lower temps. give poor vi-!is)
at this temp, thure is formed 12.6% MGPhnlClz’ while higher temps lead
to ¢ifficultly separable mixtures., In larege scale runs the vields reached
20, with 31«5 moles c6"6 per mole of MeSiHCl,. The gaseous products
consist mainly of "2 with some 510% volatile hydrocarbons, Pure Me”h*iClz
by 9203e1% dpglel7i8, §°1 5188, Similor reaction with EtS4HC1, at 250°
gave LtPhriCl,, b. 225, 2° , 1.1554, 1,5198, Cf, Brit.646 466 (\CA 45,5184.
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‘in tre aliphabic part of thﬁ radd e ey
: {re f.MotdeV iltld ﬁc !a.YakMth W;»m&‘ W¢37.2736-90(I9571. :.v ' |
i Cfothis x.26.2622(1956),127.1318319571- T
' Passage of c1, at 20 ml.fnin. Anto 14.3 q- p*ﬁhﬁé’ﬂ‘“tﬁl’ ,ami Q 15 (Mﬂzcﬂﬂ ;
N, over 4.5 hrse Pinally at 130-40° g §ove an_adduct of 6,2 . and on fdrtmy;
y:baldad 90 p-—CLaccéil‘MGlsg hl 416240, 1,66-7 {tm %ﬁ@); }&iﬂ,}.ﬂﬁ {nput
o ’1‘2 similarly geve 8547 rﬁlﬂflzﬂaiirﬁl o Dy 1.12‘4% d, (1‘“?”’ “ao -
1,5450,, or 82,45 g-czzavcéﬂ‘uisls, b15151~5 ’ 1.4788. !.5541. Oxd« u?&un T
of any ot‘ the 2 bubs'camcos gave BzOM, %lorimaci.ou of MH &1613 Y ahnws

at 35«95 gave 8715 PhEUGL < 1613, h15143- e, 1.423‘), 1.5466, or 90 !‘hbcl,

Allyy b 1do=g® » Ledd90, !..5357b bxidutnon wibu uw’ ,qu :izuli. '

¥

dl tabl éontain&nr uboun o‘f‘ nhlor:ln

15

{
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Posaibuity of catalytio dchydrogcnation of silicohydrooarbons.

B.N.,Dolgev, @.V.Golodnikov and K,G «Golodova (AsA.Zhdenov State Univ..
Leningrad). inu Dokledy Akud.Nauk S.S.3S.R.117 987-9(195'7),

Passage of Busmo over a selected ehrome catalyst at 550e75° gtsm3 6 2-8.6%
IDGQOKGQBIMQS. along with Me 481 Cally, Mo, S{H end CHg e The unsatd.slla:}.
was not isolated in pure state and probably obnte ined other isomers, incle
uding Me 01(.3 CH cH:CHZ, the lattcr being oonru'md spoctrosoopically.

The substance roms a rather stabls dibronide, ‘b 88-90 R d301.3581, nD 1.49-

18,
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*otraaeyloxyailanc- in organic synthesis. X, Comparative action of oahalylt-

in the reaction of acylation of bensene and thiophone by totraacylo:ysilanet.
Yu.K,Yur'ev, Z,V,Belyakova and N.5 Zofirov (8tate Univ..Maﬂcov) Zhur,Obshohed
Khim,27, 3264=71(1957). Cf, this 3.26,2353(1956),

Acylation of thiophene with (Ac0) Sl can take place not only in the presence
of 5nCl,, but also with ZnCl1,, BoClz. BF, or BP3.3t20 in 25.5-46.55 yields
and with TiCl, 4n 93, $% yield, Acylation of C4llg occurs similarly in the
presence of AlCl.3 or roc13; lnClz, 50012, BP3 or BP3.8t20 are tnoffectivo

in this case, Either pure (Ac0)451 may be used,. or its crude prspn; formed
from >1Cl, and AcOH. Acylation of aromatic compounds by anhydbidop of silicic
and org, acids is discussed; it is bollevod to proceed through a complex

of the anhydride with the catalyst, the co-plex having a carboniu- ion at the
site of the acyl oarbonyl group,
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Synthesis of organosilicon occmpounds. IV, Hydrquliq of dimethyldichloro-.
silane by methyl alcohol with ?orqatloa'of linear polysiloxanes an& ’
methyl chloride. S o o S
V.5,Fikhtengol 'ts, A.L.Klebanskii and K.A.Rzhendzinskaya, Zhur.Obshchel
Khim,27, 2984=9(1957). T | _ . |
It was shown ghat linqar-polyliloxanol may bo'bécpd. satisfactorily from
Me,5iCl, and MeON, with almost total recovery of MeCl being possible if
250-300% excess MeOH is used. The method may be used for polysiloxane
resins and oils from bypreducts of -yntheiinyof n.zstc1z and affords a
recovery of MeCl which may be reused in the direct synthesis of silanes,
Addn, of Me,S1C1, to some 250% excess MeOH im the cold, followed by |
heating on a steam bath afforded the desired reaction; with reaction time
of about 1-1,5 hrs, n'rocovory of 99% MeCl 1q,possib1e, but rapid reaction
(1-2 min.) ylolds but 90% MeCl. Purity of MeOH is essential, Ths heating
period of 15-17 hrs, is advised for complete reaction; added catalysts

do not aid the reaction satisfactorily (l0013, ZhCIZ,H2304). For best
results the components are mixod over 0,25~0,5 hr. at‘ls-zo°. stirred
0.75=1 hr,, then ¢raduallyvhé¢t?d'eo reflux and heated until MeCl loss,
ceases, The reaction probably‘proqoodc through mathoxy substituted poly~
siloxanes, The products are suitable for usual technical applications '
and can be transformed to rubbery polymers by usual means.

v
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Synthesis of seme Sriphenylsethyl and triphenylethyl siloxanes,
V.8, Chugunov (S5ilicate Chq-'.lnlt..haimld). Isveat,Akad, Fauk $,8.8,R,,
Otdel.Khim,Nauk 1957, 1368-70. Cf, this 3.1956,1056, and Zhur, Cbahich, Khim,
27,494(1957), ‘
Refluxing 27.6 g. Phy8408 with 4 g.¥a 1a CM, 4 hre., sepn. of wareasted
¥a and addn, with 4ce cooling of 35 g. NeB4Cl, im CoHy gave after refluxing
2 hrs, 28,5 g. Phy51054MeCl,, b.368-72°, 4221.3060,'nn 1.575. Similarly
MeS{NC1, gave 64,6% Phy54051MaNCL, b,356-62°, 1.1182, 1,567. Reactien of
10,8 g, Phssiﬁl with Ea as abevs and tnam' with 13 g, x‘.smuz im 06"
3 hrs. at reflux gave 42,5 (PhyS40) SiMedl, ».170-1°, PhySi0Ka from 13,8
:;ssélanol and“é €. Negsici, gan 49.8% (rh,sm),su.z, m,155-6°, Similarly -
: 4 13 gav1 34. 5, (Ph 5‘0)381'.’ l.-2.34-5..' m‘l’l‘l’ wore ﬂ"’do ] (‘905’
PhyS10348¢C1,, b.370-6", 1.1618, 1.573; 58.4% Ph,510548¢HC1, b,365-70°,
1.1132, 1.568; and 263 (Phg840) 6456, m.319-20°, —
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notostor RBELELTL Rs'sa;a%?%%ﬁ’?%oSiﬁ5358ﬂ°‘i%4f§f§3i‘%§’53?°2 arbea
Eulo.1lteev, COKlady ~KaueNEUXK SeSeleHo117,851-%(1027),
lhotochlorination of UtL16l, ag deecritgd sarlis:( this J.103,484(167%6))
at 15-20° voder 150 watt fnesndescent lam; r.disticn was studieds *ith
D7% 2cls “1, ths ;:aduc§ contaiaéwavﬁ &QCBClgicls and & CiCBzcazaiéla
with But - polyshloro derivee; at 1 nole utilized 012 the miziure eonteins
1343 79CdCl.iCly and 34,5 Cluizcﬁagicls, the latter reuaining at‘thii
lavel wlth 3ven 1.5 moles utilizsd Cla. volychlorinsted pfoﬂuctz~riae
in c¢onen, u,preclaily only whan over 1 wucla ul per nole of silane is used.
The .rowucts Lsoiuuos inelude: JECJUIJLCIS, b.137°, d201.3934. nuol 14539}
G1or, :¢3‘1613 HelHiD, 1.41&0,.1.4u40; CLulgCHC L4614, b.182° » 1e0352,1.48633
Glzﬁisﬁzxitla, b.177.2°, o043, 1,4503, snd 313623201515, b;abcut 2006,
1evlei, 1o4590, |
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Synthesis of organosilicon compounds. II. Comparative astivity of varieus
types of contact masses used for synthosis of methylchloresilanes,

V.S, Fikhtengol 'ts and A.L.Klebanskii, Zhur.Obshchei Xhim.37,2475-9(1957).
Cf.this j,26,2502(1956). - o

Expts. with direct synthesis of methylchlorosilanes from NeCl shewed that
powd, Cu~Si alloy being used as the reactor filler begins to fuuctien at
335° and gives 44% conversiom} bricquottoi of 54 asd Cu bccln teo onrito.

at 335° and give 365 comversiem) bricquettes with cheaically pptd.Cu begiam
to opsrato at 300° and give 39% conversion, while amether specixen started
operating at 265° and gave 43.5% oouyofnlon. The most complete transitiea

of Cu into the imtermetallic empoﬁnd was attained in an alley ef -S1i with
20% Cu dono under K,, but this eatalyst ewing to low porogtty was rathep
ineifoctive. Pressing ef powdered components into pellstas gave the least
conversion to intermetallic compound even after hoating to 800° in l’. The
boss contact mass is the pressed bricquette with chemically pptd.Cu as this
form has a highly develeped surface ares, The compn. of the catalyzate ehaag
in the course of the reaction, owing to the change of catalyst oompn,
Cheaically active metallic tube fillers are effective in this resctien as
they alse aid in conducting the heat from the reagstion some of the exc-
thermic reactiom, Thus, percelaim filler gave g 7.84 HoSiﬁclz. 7.2% n.’sacx.‘
20.4% M.SiCls and 31.2‘ H0281012t for Mg these figures wore 7.2, 5.4, 29,6
and 50.5; for Im they were 6.1, 3.8, 26, 56.8; for brass they were 6.9, 4.8,
23.7 and 58.0%,resp, These were added to the uswal mntact mass, '
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Preparation and propertiss of some alkylsilens deuterides. |
¥.A.Fonomarenko, Yu.F,Sgorov and G,Ya.Vsenkova (N.D.Zeliaskil Inss.Org.
O am.,uosoow/e Izvest.rkad.Nauk S.3.5.R., Otdel.Kiim.Nauk 1958, B4-8;
Reduction of appropriate chlerosilanes with LiP (Of. this §.1984,504)
gave the following deuterium contg.silanes: nssmlé“).. b.so.s°. dp00.9630,
n§°1.4160 (Raman upcotm in on™}: not oitcd); ccnnm,. b.1u°. 0.950(, .
1,4123 ( aoz(a).'zao(o). 366(0), 420(1), 600(0), 645(¢), 668(3), e8s(e),
730(1), 748(3), 800(1), 845(1), 952(1), 1070(8), 1110(4), 1184(8), 1:40(0),
1307(5), 1410(1), 1448(4), 1450(¢), 1549(10), 1571(5) g156(2), assv(v).,
28956(10), 2020(2), zese(a). 2065(5) )3 DyBICH,CH 81Dy, b.47°%, 0.742¢, 1.4
07 ( 170(2), 458(s), 591(1), 639(2), 6a4(s), 7056(1), 762(4), 1020(1), 1118
" (1), 1253(8), 1417(s), 1ss82(10), 1575(¢), 2185(2), zaébtvi. £910(2) );
| BtgiiDg, b.55°, 0.7008, 1.3916 (asa(x); 310(2), 406(1), 504(3), 520(4),
s6s(4), 615(5), 640(5), €83(S), 707(¢), 960(1), 975(4), 1017(s), 1118(s),
1235(5), 1416(3), 1467(4), 1542(10), 1553(3), 2130(2), aars(o); 2898(10),
2910(3), 2936(4), 2060(5) ); and BtgSiD, b.iov°- 0.7372, 1.4117 (300(0),
540(4), 567(6), 608(1), 703(0), 750(1), 974(e), 1020(4), 2047(0), 1110(3),
1138(0), 1335(5).'142013). 1470(4), 1530(e), alos(z); 2876(10), 2896(10),
£910(10), asaa(s).‘zooo(a))Q The 8i-D vibrations cover the bamd of 1830-
1570 om~1; the refraction of Si-D link 1s 3.33 ml./mole, |
doe opribiie,
Reaction of catelytic hydrocondensation of trialkyl- and trmylsuaun |
with hydroxy, oxo and polyhydroxy organic compounds.
B.B.Dolgoy, Yu.I.Khudobin and N.F.Kharitenov (8111cate cnun.xn.t..noaza-
grad). Izvolt.Akad.lnnk a.s.s.n..udoz..mm.n-uk 1958, 1135,
Heating 293 g. Etbu gB1H with €3 g. 1,3,5-O4lly(0H), and 0.5 g. Oocl8 Y hrs.
at 145-65° until loss of Mg is terminated gave 94y 1,3,5-(EtBug310) Oglg,
vy283°, a,oo.b1¢a. n§°1.4veo. Similerly tribromophenol, StBugiill and este-
1ytic amount of Subry in 3 hrs. at 210-40° gave 906 8,4,6-Rrg0 081Bu B,

bg261%, 1.4784, 1.5468. simllarly were obtaived: 865 n.n,a;o"‘ 173,29,
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0.,8060, 1.4125; 93% EtBu siOFh, b,wzu.e » 0.,9074, 1,4830} 9% un,uo- |
OgliyOkis-0, b‘l'IO » 049440, 1,4884; 90, mzuoc.l,u(m-s 4 b, 182°, |
0.8984, 1.,4800; 9%% .thylubueylluoxy‘bornool, b 188.5%, 0.0036, 1.“48;
1-0, oBly081Bu 8¢, b 194 0.9659, 1.5:3(:% a-oml,oauu,lo. b‘xu 0.9638,
1.883¢4} u(uo-nu),stoo,x Me-o, by140.5 , 0.9088, 1.4846; m-NeCgR 08iMe-
(CHgOR,CHMeg) gy Dgg;, xaes.z , 0.8876, 1.4740; p-1s0mar, Bygq (316.8°%, 0.8
1.4773; o-o.n‘(owu,nba. m b.,BBI , 0.9151, 1,48103 -uuur.
bam.o ’ 0.9186. 1.,4800; p-uour. by 221° ’ 0.9181, 1.47983 -.uyumnyz-
silyl 2 k(uthyldibutyhum)bcuuu. bg, ,800 O.MEO. 1.4788; p-C10,~ -
B,08iBuy, b,loo » 0.9688, 1.46898¢ p-aro,x‘osnuzn. b,l.u 0 1.11«. 1.5018;
the yields were above 905 in all ouu. As ntalnu ons may use halides
of Ni, Co, Cr, Ge, 3a or Ba,.
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Some resotions of thc amine group in truthylanhuihm

KeA.Andrianov, a.A.Oolubuov and B.A.Semenova. Isvest.Akad.Mauk Se8e8eRe,
Otdel.khim,Neuk 1958, 47-83,

Bt S1NE, abd its N-alkyl derivs. resot with B0 yielding the W derivs.,
while reaction with ales. results in alkoxy derivs. Amninosilanes are
sufficiently stabdle thomlly to withstand hcafhg for sonsiderable Sime.
‘Heaotion of 81 g. Illl8 with 44.5 & Btgs1C1 in 38,0 gave 53.4% n,aumu.

| mt b"olu-a » By 1.4800. 0900.8011, Similarly were prepd.: nsal.llo'.
b"°166-7 » 1.4320, 0,8044; Bt BUNHEE, b,  166-7°, 1,4300, 0.7995; Buy3t-
NBtg, byggl99.5-201°, 1.4400, 0.8167; lt’swlz. By51137°, 1.4378, 0.7988.
Heating n,am. in l 7 hrs., at reflux resulted in 92» receovery of the
starting mtorhl; in 53 hrs. 684 was recoversd and 3.9) (n,s&),ln. | 18
236-46°, was obtained. Etg84NBt, in 25 hrs. utlux &ave 83% recovery amd
formation of a small amount of material, b.aoo-u o Yormetion of 79-81%
(St551) N 1s attained by resctisg Eb,SiNH, and B,3101 16 hrs. at 160-70°,
To 20 g. uasuma,u 25 ml., Btg0 was rapidly added ¢.1¢ g. nzo and after

1 br. stirring there formed 8l.4% Et S10H, b, 152-4°, 1.4330, 0,8681;
sinmilerly were obtained: 71» 338101 froa ltaﬁmﬁlt. 84 from u,sunug.
70~ from ltasmllt. Reaction or»lao.nunstssums failed to ocour under
thess oconditions but in aq.MeyCO in 2 hrs, 73y Bty3108 was formed., Similar
addn, of 2.8 g. abs.EtO0H to 4 g. “3‘“”2 resulted in vigorous reaetion and
rormation after 3-4 hrs., of 80% n,szon. Similarly were obtained: Bs M.Gh'.
b,unl.s-a » 1.4210, o.sl.as; Bug310CHMeg, b.,“wl-a » 1,43220, 0.8837;
dty3108u, Dys l91-138°, 1.4825, 0.8184; BU, 5100 0HMe,, bygel82-3°, 1.4108,
0.8131; Ety810CHaCH,CHMe,, b,”zm-a » 144240, 0.8187; Bty310CgH, y-n, by
115-6° » 144355, 0,8263, o
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Synthesis of orpnonuicon compounds. V. Freparation of pomuouau
with mixzed radicals, :

~ AsLoKlebanskid, V.a.rakhtongol’u and. A.V.Karun. th'..Obnhohcl Khia, -
27, 3321-4(19087). Of, this §.27,2084(1957), .

Chlorisation of Me,5101, under ultraviolet 1ight at 10-20° with 0.95 %o
1,85 moles 018 8ave. ttlrly pure cmlesmcl and 0!01:81!.01'. The fo
treated with aq.BtOH and heated 12-15 hrs. with 4-5% coned. X 30, at 150°
gave charred product, Eydrolysis of the dichloride with MeON and poly-
condensatien with 3; K 30, ¢ hrs. at 80-5° gave very stieky produsts
which were black and brittle after vulcsnizatiom. Folye-ndensationm of
the chlorinated produots above alons or with added MeyS101, gave linser
polylnoxanu oontauiu chloromsthyl groups, these polymn being RnOTe
80l. in MeOH and K0 than polymers with identical radicals in the chaiam.
'ﬂu presence of ohlorihntcd Me grdups in pol.nuonhl worsens their
mechanical proporthu but improves uun- oold resistance, Treatment

of such mixed polysiloxanes wlth Me0 and CH,C1 groups, with hyposulfise
nolq. yielded materiasl whieh gave tests for the SH group; no individual
substances w:re isolated,. ‘
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Polyacrization \or= unusmtu arcmcnioon ew- under pressure.

v, Mono- and disnuu. |

V.¥.Korshak, A.l.x’(nnkm, A.A.Sv.kharon. A.D.Potrov. V.F.dironov, V.0,
Glukhovtsev and n.I.munin (Iut.lotco-ou.cmouus. Acad.3Je!,,loseew).
Zhur .Obshehel Khim,.27, ma-euwn. cr. Doklady Akmd.Neuk S.Z.5.R.99, 783
(1954), and this §.26 mooum). ‘ | '-

It was shown that vinyl qu.n" vh;tph ocarry Et and ke0 groups are mors prexs
to polymerixe mn are their hmlocl with He ,Fr and other rad&oaln. The |
mukiiellyl derivs, are mare ruauy po.lynrmbh than are nethallyl enalogs,
The monomers werse heated under 6000 atn.prusuro at 120° with up %o 3$
(Xe5CO)g initiator. Folymers were rqnod froa: nn,aicu :CHg, BtyuiCH:CHg,
Fry>10H:CB,, BugiiOR:OHg, stasmngensoaz. uc,eucu- onu. Mo, 31GMe : GHGN,0-
CHZCH,CN, Me,31CHe 1 CHCRGOH, 1-c;oa.,..1(cn,cx.\m‘)a, 1-Cy g%, 51 (0GR OH: CHy ) o,
(mo),uiox:cnsumh),. (noo),acmcxox. (ho),ampl 08, (m),mm,c(:ox‘)-
CH,01, 001,81(CN,CHI0N,),, rrxsx(cl CMe:0R,),, inmuumzomm,),.

BuRS1 (CH,CH: OR,) ., .‘Lso-BnH:’:i(C!'OH:Olz)g. (CHy) (34 (0N,

were not farmed fromistegiidNiGNey, zm,azen.em.,v k',sxcxucm et 1

atn, pressure, Me uonu-camm. | sxcuuelm ,00K m’g@‘; Frie 310K: GHNS,

MegS1CTRiCH , MegSICH cnzcn&pnzun. nucn c(ss.uo,)z. mssgcmmsma. Negsi-

CH,CH: CHCH g-liisg, Bt JJ.OOB ngﬂlosllt,, and wwz%;qﬂ,(qpparemly a

type erver- W,

‘, R .
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Resctien of seme y-chlerealkylasilane chlerides vith silicen ud» thd -
oonditions eof direct ly-thonl-.

A.,D,Potrev, 8,1,8cdykh-Lade, V.A.Po-nnnronho. B.A,Sekolov and Yu,P,

Bgorev (Inst,Opg.Chem,,Acad.B8ci.,Noscow), Zhur.Obshohei !hi-.27,247'-0‘(19!1
Cf. Doklady Alad,Nauk S83R 105,496(1955) and this j. 26, 1248(19%6),
7=Chloroalkyldichlorosilanes rotct vith Si mere readily tham de their

a= and B~chloro anulegs. The main reactien of the t-isomors is not the
formation of di and trisilane chlorides but rather d-hydrochlorinatiol to
un-atd.silnueu. accompanied by 1sonorizntign Thus passage over usual 80-30
81-Cu alloy of MeSiCl,CN,CH,CH,Cl at 370-80° gave 1.1% MeSincl,, 2% sic1,,
14.1% MesiCly, 23.5% mixed u.sscx,cuzcuacv, and MeS5iCl,CHiCHNs, 7,1%
MeS1C1,CH CH,CH SIHCl,, 14.13 MeS1CL,(CH,y) 484C1,, 387 (MeS1C1,CH,CH,CHg) g,
and 3. si (KeS4C1,CH,CH,CR, ) ,54C1,, By166-8", .. 29-10°, Eimilarly, MeSiCl,-
CH,CHKoCH,C1 gave 1% ASiCl,, 7.6% MeSiHC1,, §.6% 54CL,, 6% MeS4Cl,, $35
MeS1C1,C N, isomars, 5+2% MeS1C1,CH,CRMeCH,54HC1,, and 3,25 MeS4Cl,CH CHNe-
cn %1c13; BesiCl,(cn )3C1 gave §.85% at51c13. 35.95 mixed ¥¢S4C1,CH,CRICH,
and sc51c12cuzcuu‘. 14.4% lcStc1,(cu,) $1KC1,, and 174 Bts4Cl (cn ) stc13
EtS4C1,CR,CHMaCH,C1 gave 3.3% HBiCl,, 1.3% 84C1,, 124 ut81C13. 49.45
BtS4C1 2C4NNy isomars, 9.1% Et31CIzCHzCHHeCH S{HC1,, and 10% Lt S4C1,CH,Clie~
CHyS4Clye MaSiCL,(CH,),S4HCL,, b,206.3-7%, d,.1.2450, #3%1.4625; ststcl,-
(cuz)SStHCIZ, b.231-1,5°%, 1,2386, 1.4717; BeadicCl 2(CHy) 45100, b.241%,
1.2960, 1,4728; lbsacxzcuzcuuocnzstncxz. b.223°%, 1,2269, 1, 4707;8@8101’
CM,CHMOCH,S4RC1y, b,235%, 1.2100, 1,4735; MeS1Cl,CH,CHMaCH,S4C1,, b,234~$°,
=y=3 BtSLC1,CH,CHMaCH,51CL,, b, 245%5 (MesSiCl oCR,CH,CH, ), , b.167-88,5°,
1,2194, 1.49385 (Me54C1,CH,CH,CH,)E1CL,, b, 166—8°

Synthesis and transformatioans of exygon containing organosilicom compewads,
VI, Reaction of hydrogen containing alkyl(aryl)dichlorosilanoa<wieh organie
- alcohels, , ‘
M,F,5hostakevekii, D, A.Kochkip, V.L.Viaagradov and V.A.Notoruan (Inet.Org,
Chen, ,Acad, bgi, Moscon ), Zhur,Cbshohei Khi-.27, 2487-91(1957). ct, Izn-t..
Akad,Nank S35R, otdel.khim.naul 1956,1269,

Ian equimolar nixture of alcs, with alkyldichlorosilana- there are formed
mainly RSiHl(OR)X, at 112 ratio there form RBiH(OR)z, while with larger
prOportions of alc. there are formed RSi(OR) o To 115 g. MeS4iHC1, was nddod
at 3-4° 46 Ce B5tOH (cooling to not over 10°) the reaction bocoming viger-
ous after initiation; after refluxing 0,5 hr. the mixture was kept ovurnllbt
and distd, in ¥, ylelding 70.1% MesiHC1(0Bt), b, 34-8% n3°1.3851, dyg
0.9188. With 92 g. KtOH thore formed 40% u-51u(oae)z. b11°42°. 1,3800,~,
~ To 138 g. BtOH was added 115 g. Me£4HC1, at 10-15% and after refluxing S=6 3
hrs. lt.horo formed 63% Nn51(08t)3. Bquimolar amounts of BuOH and Eti.{:!(‘l’ i
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atxed at 20° and heated 40 mim. at uo’ gave after ltmdh‘ onumc
85% BeBiNCL(OBM), by, s“ , 1.4126, 0.9285, and some neuu(onu),. bw&”
90.6%, 1.408S, o.uas.nt.smcl, (129 g.) treated with 2 moles DuOH and |
heated 2 hrs, at 120-30° gave after standing evaernight 35“&&&(0&1) and
14.4% ncsx(onn)s. BESLHCL, and 3 aolos Bulil roi'luxod 12 hrs. gave 14.63‘
BtSAH(0Bu), and 65% msﬂom)r b, ¢134%, b;,135% 1.4140, 0.8783. Te 13 g.
Na in 300 g. BuOH was added 1239 g. EtSiHClz,gnvo after refluxing 13 hes,
and filtratiem, 7.8% BtSiH(OBu), and 835 Et.Si(Olu)l.
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Chenieal Mnm unl uhm ia U.8.8.R.
No“thlVOl‘O‘ml mm.m:"“ 8.3.8-&., Otdel.Khim,Mauk 1957 12"7-850 .
A brief historieal rniu moring 1917-1987,

, k%

=

” ~

S

‘nucua of ulmruauu and chemis¢al tmd'u-tieu ot ulour-. , |
R.Kn.Freidlise (Inst.Eetero-erg.Compounts, .su..nnm). xmn.ma. i
Nauk S,8,8:R., m.l.nu.uu 1987, 1555-43, - , e
The previeus work on tolmriutin by A.N.Nesmsysnev's mu) h rwh'il
with 29 references. It was shown that attempts to produce tclo'urs‘ vy
heating in stainless steel iutoclavo systams of ltl!.ﬂlg. ltllmz er
Et,S1H with cgn‘ or O,H, in the presencs of nzaoz. (nsoo)z um c(cu)la)
at 140-100° failed, bus resctions ef OgH, with AB101,, MeSiNC1,, rnsmuz
and Btz8iH, and those of CSHO with ﬂos_!.lwlz in stainless teel sutoclave
at 250=3000 and 100-500_ ath;mnmn’yiollod without any added 1n1t1atorsi :
a series of talomers ef the above substanees with up to 6 ‘ropoéting units
per molesuls. The telomerization of C,H, with MeS1HC1, gives 60-75% con=
versions in 5-10 min. at 325-80°; at 100 atm.pressure and 2:1 moler ratio
of olefin to silane at 285° sthere oecurs the best formation of higher '
telomers with over 3 repeating wmits, the yield of these reaching 23%. The
rea tion detween MeSINOlgy and O Hy at 6070 atm. begins in the presence of
a trace of H;PtCl, at roem temp. and is exothermie, yielding MeBt81Cl, in
100% yield. The smount of Pt deposited on vessel walls after 1 run suffioces
for several susessding rums, Syathesis of amino earboxylic acids from |
tetrachloroalkanes 1s discussed at length (Cf.Nesmeyanov et al, .xchnm.ﬂchn'.v
No.3,139 (1957 )); a8 are these of aiurboiylic acids. Msohanisms of radical
rnrumu.nn are diuu-«(or.nmhn& et al. Doklady Aked.Nauk 388R
113,628(1957), Of. Uspekhi Knim.25,065(1956). |
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Systhesis and trensfermation of viayl eompowads of siitess. 8. -
aratien of vmhlkylouoruuuu ) 4 reastion of acetyleme with
hydrogen eontaiaing m«ronnnu and study of soms Of their mpmi.u.
M,¥.Smostakovakii, D.A.Koehkis am V.L.Videgradov (N.D.Selinskii Inst,
Org. Oh-..loun)a mon.m&.hu 8.8.8.R4, ma.nu.l.u 1087,1480-8
Cf.this 3.1956,1068, |
Heating inm suteclave 348 g. mmz. lge M o Alzﬂ, (080 P4) ant
60 1,G ), 2 hrs, at 130-70° gave 50%- olgemuncxa. », “u‘. u"l.un. |
18 g. cn,zcmmon!awxz. 12411, ,w-a.n . ng"l.m, awx.mm. |
49,8 g, wExR (CHpBLNe0)g)y, b,n-s.s ] -g°x.4.no. Qggls36028, and 3.6 g.
Mo 51C1 40, GR CI: CHSAMR0Ly, b1a98°, b1g 5200%, 8072.4768, dge1.1084, amt
60 g. resinous matter. amwn 344 g. BL3i01.K, 65.5 1.@,:, ad 1.8 ¢.
Ou5% PdmhlsO, GaVE 336 N rONSIBCL,, byggll8.5-9.8", ap02.4383, dgg
1.0664, 81 g. BES1CL_ON:OHOH:GM,, by 547°, ‘n“ b, 582", %0 eves,
dgol.0788, 38 g. (OR surm,),. b.,ua?;;ao . u.mx-n . 1014740, dge
1,187, 38 g, E33101,CH,CH CHiCHBINNG1,, oi19-21°, 229 c0es, dyole2000
and 40 g. resins; with Pd-C satalyst the yleld of CHyONSiSsCly 1s 848,
the other products including Olg:CHOH:CHSLSECly, (SR SLEACL,), asd I,

The dutadieayl deriv. on hydrogenation cvor' Raney Ni gave nsbuu.

/
Cyanoethyletion of methyl- and cthymiohloro-uaul.

A Fetrov and V.M.Vdovin (N.D.Zelinskil Iast, Crg. Cheme .lnuw). Izvu .
Aksd Nauk S.8.5.R., Dtdel Xhim,Rauk 1967, 1490-1. ..
Heating in autoclave 118 g'. Me51NCl,, 60 g. OBy :CHON a2t 8 g. pnuipl 4n
200 ml.MeCN &b 168° & hrs, gave a rangs of products 1nqlmlh_¢ 13 g.
Ke3101,CHSCN ON, B,111-8°, -,”;.‘cnu; dyle1722; with NeMgI i gave
- MegSUOHON _CNe, Dgs088-92°, 1.4240, 0.8309. Similarly BUSiNSL; gave
BU9101g0MaCHON, b o182-4%, 1.4857, 1.1061. Reaction of aorylonitrile
with MeSiMOlg in MeON with 0,8 P4=310, s 170° gave a erystalline pred-
uet,m. 81,8, V361180 SiMOly and aorylomitrile im MeON withnpyridine

BAYS | Approved For Release 2008/12/09 - CIA-RDPSOTO0246A003900030002-4 =%, 9g3 2199,
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. Seme Sransferasticas of ergancsiliocen cempounds vith funetiecaal m '

in g~ and y-pesiticens relative te the silieon astem, |
VoP.Mirenov and N.A.Pogenkine (N.D.Zeltaskii Inst,Org,Chem,,Nessov).
Isvest.Akad,Nauk 5.85,8,R,, Obdel . Khin.Nauk 1957, 1199-308,

Cf. Beklady Akad.Nauk SSSR 109, Ne.2(no pp.eited)(1956).

The s-halide bead is more resctive thas the y-halide bead in resctiens

of halegen substituted silanes with swcleaphilic reagents i the resstien
is of bMimelecular nature (reastion with NasCN), Newever simee with Kode
She v-pesition 15 mere resctive, the meckenism of this replssemsat is
evideatly differeat. The y-chlerides wers prepd. by addn. of RINCI, te
sllyl er methallyl echlerides (ef. Deklady Akad/Nawk B8SR 106,76(1956))

a8 previcusly described bus witheut N, pressure; Pt ea C 1s the beas
catalyst fer the adda, as Pd ea C or Raney Wi gave emly ‘.'“‘13' lltcl.3 |
dees not add te allyl ehleride fa nce of 3% Pe-C, cxcq,cmcl,ucxih
end NeMgCl gave 705 CLCH,CHNOCH,00N03 )0, ,50-3%, a2%1 4300, dyq0.8018 ; |
sinilarly SuNghr gave 805 CLCN,CEHNeCH,SiRt Mo, b Sé-6°, 1.4531, 0.9003;
however Priighr gave instesd 45.75 (cxcl,cm,u’:-),o. b,150% 11,4613,

0.9762.C1CH,CH,CH 88001, and NoMgCL gave 76.5% CLCH,CH,CE 84S, b,
$5-7% 1.4420, 0.3831.1 refluxed 84 hrs. vith NaSCN ia B¢ON gave 33.S§

Mo, S4CH,CHNeCN,SCH, b 4100-1°, 1.4710, 0.9339. Similarly was formed 76.78 |
B MeBACH,CH CH,8CH, b, (05-4°, 1.4780, 0.9331, 1» S3 hrs, and 758
PryNeSLCH CHLCHISCH, B 116-8%, 1.4760, 0.9101, i 52 hrs.) 35.35 BeMeSi-
CH,CHNoCN,SCH, B) (83-7% 1.4801, 0.9330, 1n 83 hre. NaSCH Sreated with
& mixture of Ne,S4CH,CL snd Mo S1CH,CH,CN.CL i ESON and refluxed 16, §
hre. gave 13 g. waressted y-chleride sad 73.65 Ne S2CH,3CH, b, 46°, 1.4680,
-s vith but & 11t81e Ne S4CN, CR.CN.OCH, b,70°%, 1.4690,-(13.55). Neating

‘ . ® .
lo,'lﬁl’Cl. and l.,“@l,‘l’ﬂ’cl with AgOK im AeOR im auteclave as 300

9 Ars. gave seme unrescted chlerides sad 33.4% Ne,3iCN 0Ae and 408 Io,ll-
CHCNSCRgOAS, Bgyy183.57, 1.4218, 0.8743. Stmilarly was prepd. 34.55

Moy S1CH,CHeCHySAe, b),70-5° 1.4230, 0.8710. Refluxing Ne,84(CH,),C1 smd
BtONa-ECON 30 hrs. gave 715 Ko, 84(CN,),08%, b.155-6%, 1.4141, 0,7911; o
73,55 yield vas ebtained by heating im autoclave 10 hrs. at 160° the
abeve chleride with KON in ECON. The latter proesdure at 200° gave 48,15
Moy S1CH,CIMSCH 0M0, by((150.5%, 1.4178, 0.7973. Sinilar resetion of mixved
Moy8iCHCLNe and MesS4(CH,),C1 gave 495 Ne siCNiGH,, b.54.5% ad®1.3853,
Shrough a glass tubs at 500" gave 75.¢5 pure Ne,SACN,CHICH,, b,34-6°,
1.4072, 0.7301, Similar pyrelyais of NeSiCl,CH,CHNeCH,C1 gave NeSiCl,,
uschanged chloride and 515 chlorides, b.345-50% which with NeldgCl gave

40.75 mixed MogB4CH,CEMe1CH,, NoyB1CHICHe, and NoyS1CH,CHICHNS, by, 113-
Approved For Release 2008/12/09 : CIA-RDP80T00246A003900030002-4
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112.8% Eeating 1in auteelave § krs. at 160° l-,uel,m,n,n with n.n ,
Gave BO.75 Mo 01(GNy)gNEN,, by 198.5°, 1.4308, 0.7886; othiedite,n.
128-7°, e "W kept 8 days in MeON with a 11i%tle K, 80, gave
v6.3% l-.nu,onnu.u. \n'l'l.l ' 1.«34. 0.8351, whiek treated with

11¢s

a 11t :. MeONa and u.cm ve in 1 day 79.8% n’ml.mu.o-,a.m.
-b,_.n.x.cm.o.mo. nhoondl'a‘lhyu“uixm
at roem temp. nn oA aq. treatasnt a yellowish solld, n.m‘u«cm.).
whleh appesred to be e am'lun. m:oz'cn.m.. b,,.m.o'.x.aa. |
1.0281,

Reastica of addition of hyiresilanes to untmm mn in the
ense of platinized eardeam, |

A.D.Petrev, V.A Ponomarenks, na.miw and 0.V.0dabaskyan (N.D.sElinskii
Inst.0rg.Chem. ,Moscow). Iuvess.Akad.BMauk 5,.8.3.R,, 0%4el.Khim, Nank 1’”;
1206-17, . . -
The Dest yields of addues are formed from um, and l'aml.‘ ESicly amd
ONy:ORON,61 with 1% P4-0 1in 6 hrs. st 160° gave no addwes, bus NeSiNSly

6ave 485 NeS101 ON,GH,GN 01, Byg 184.5%, 8501.2045, 23%1.4500, aleng with |
NeS101; and n-rruu,; sinilarly Bt8iNCl, gave 48.0% Be5101 ON,OR,ORC),
Dyget08®, 1.1809, 1.4661, along with mmz, and: FAPrsicl . ise-Prsimel,
EaveRIf 1s0-PrsiCl MN,ON.OX 01, b 85-6°, 1.1518, 1.4688, nu. o wulu,
€aveS0% BuslCl4CN 0K GN. 01, b,u » 1.1276, 1.4688. NeESSLNOL gave 40.0%
NeRs84010K 0K ol,n. Dypei??.4°, 1.0888, 1.4859, aloag with MeNss10l, amt
NeBAPrail, byselal®, 0,885, 1.4366. Be BLNCY gave M1$ n,uun.cl.u.u.
Dyqe818.5% 1.0531, 1.4014, aleng with Biglil, and BUgPrSi0l. BegNesix
6ave 1.0F NeNt S1CRON ON,GL, DgBS-6, 0,8007, 1.4483, alang with MeNVg8101
end Etgllesil. Similarly at 170° ME1G1y and Ny OBEg8101; gave S0F on,-
(CNgB1C1g) g, byeghss®, 1.43%4, 1.4738; NeS1NO1, gave 645 O1g81(GHy)gs1Gl,,
Sra1850°%, 1.3218, 1.4704; R4gS1NCL gave 48.5% OlgB1(ON, ) S184,01, bygy888-
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*°, 1.1788, 1.4660; u,loau cave 33,05 01 51(CH, )g81Maly, By, 848%,
1.0688, 1.4593. As 100° G2 451001 and R3LNOL, failed %o give ea ataues,
but GN,:ONOL and MeSimol, mo 7.05 Me310) mm. NeSiNOl and (GFy1),
§ave 146 Me81C) CF.ONF_(ef.this :.uu.m). wile @F, :ocn save 4.08
Ne3101,81001FGHF,, along with NesiG140F 07,08 ﬂ"l. b,“m 1.8119,
1.3870, Oyelensxsns and NesiNOlg at 320° gave 08 OGN, 8100 i, b,,.m,‘
1.0963, 1.4784, A% 170° Mo 810 ON:ON, and MeSANOL, gave 54.8% Mo 81-
(Olty)gB1Ma01y, by, 201°%, 0.9730, 1.4428. At 180° uuqm and Mesgmo),
gave soms viayloyelohexeme and 14.9% MeS101yO0N CN:0NNe, b,“uv'. 1.0448,
1,4819, along with Smpuintmxanyinstiyiantiyt §(3-eyelohexenyl)ethyl-
methyldiehlorostlans, Bo79,8-80,8%, 1.0771, 1.48%9. Butadiens and Baim
et 160° gave 42.1» N8101,0K CN:CHN, b, 171.8°, 1.0480, 1.4568; tais
with BUlghr gave B4, S1CK GN:ONMs, by g185.8-8%, 0.7994, 1.4488, whose
Raman spestrun was (ea™}): 178(2), 896(3), 888(1), 973(1), 402(2), mm.
808(0), s48(s), se0(n), ses(1), 739(1), 767(¢), v90(s), 884(1), m(l). -
”a(4e), 1017(3), 11m(s), 1158(s), uu(onuum. 18¢8(e), nu(l).
(1), 1380(1), 1420(¢), 1486(8), 1648(s8), 1«:(3‘)'i 2883(10), 3911(8), 3040
(2), 2960(8), 8”0(8). Yor ecomparison, ClgSiCHMe:ON, m«m ave
li,ﬁld‘o’ﬂl:.l‘. Dy (3i87°, 0.8090, 1.4515. whoss Ramen speetrum was:
194(1), 4e8(8), 515(4), 800(¢), Y4s(a), 797(0), 889(3), 968(¢), 1010(s),
1089(1), 1118(8), 1140(1), 1184(¢), 1800(1), 1340(8), 1808(4), 1426(s),
1486(3), 1638(s), 3080(8), 2910(8), 3940(2), 2960(8), 3000(a),3088(0).
In the abeve addn. there also fermed 3(S-eyelehexyl)ethyl-ethyliiehlere-
silens, %5108°, 10618, 1.4845. A% 160° MeSINOL, and OMy:GMeOR,OL gave SO5
MeB1C1,0N,0NMeONL0L (ef. Dokledy Akad.Nauk SSER, 106,76(198¢)). Besimal,
and S-syslehexenylethens at 180° gave 75.9% Sumy 3(3-eyelehezenyl)ethyl-
sthyldichloresilens. Reaction of MeSiMOl, with 1 mele Etiighy gave 58.05
 MeBSSINOL, byeg?.5% 0.8830, 1.4035, sems NeBtySiN, Dy(y77.5% and sems -
NeEUSLERE, Vyq390°, 1.8076, 1.4s78, u-u.rn Buighr e :mlu, eave
32.05 BugSiN01, sons Negsil and seme 155 BepSikBr, Dygol2l®,1.1908,1.4473,
Approved For Release 2008/12/09 CIA- RDP80T00246A003900030002 4 : :
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Beating ia M 0 mmn.n,en,cx ant N § hre. gave 16,08 mm,l..'
. D“'J.OO 0.9943, 1.4388, Siallarly was prepd. .88 BAAL(0Rg)y, Bygy
- 188,8%, 9:0701, 1.4870, frem 51510190K,08 0N, 01, The Use of MBiN) -

CHyOENOORCL sinilerly gave 6.86 -umm,).m. b,“m 0.9473, -
o480, |
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Resotion of alkylhalosilanes with umnuxmu. /
B.H.Dolgov, 3,¥.Barisov and M,0,Voronker (Stete Univ.,Leningrad), Zhur.
Obahohei Xuim.2Y, 2692-7(1987). ;
Reastion of RgOiE with alkylhalesilancs iz presenes of Alcla affords a gou
synthesis of alkyl and vdiallvhuuus Btgiil, falled to reast with n.m
under the oconditions used, Distan, throuh a fractienmating colusmn of 20,9 c.
Bt ‘31!:'8 and 19.8 g. lt S4H with 0.8 g. A:L'Jla ggvd 59,20 eg.sm'. b.85.6° "
801,306, 4;00.6857 and 89.4% St,51Rr, b.164-6°, 1.4570, 1.1480, Similerly
MePriiCly and DAgeiR gave 61.85 MePrsiy, b.65.6°%, 1.3857, 0.6758 and 97,95
u.sm. when small amount of 110ls was used, while with larger sount ef
e catalyst 47% 1so-PrMosilly formsd (v.49.4%, 1.2790m 0,6650), alomg with
Btg51Cl., amuoa of BusiCly (26,6 ¢.), 48,5 g. BtySiN amd 1..5 €. AlOdg pn
985 BuSifiy, 3.54.1 , 1.3912, 0.6756 and 95,95 Bug 5101, xn-uam., omd
BeyiiCl gave 98,25 iso-Buiilly, 1.49.5°, 1.3890, 0.6720, amd 96,8» ‘n,sm.‘
MeBtCI:i0ly and BiygsiCl gave $7.55 MABGCHSIM,, b.49.3%, 1.3808, 0.0738, and
98,3101, 3u310ly and RBES1H01, failed to react in contaet with AlOlg. To
11.3 g, EtpSiM; and 0.5 4. 11015 was added 35 @, Bubr s 4%, yielding after
3 hrs. ,finally at 35°, 93.5% n,smz. 2.166.5 , 1.4867, 1.5078. To 68 g.

.81(&?&)' a2d 5.4 3. Al was added 65,0 g. Ig and tha mixture refluxed
until violet color yxEuioek vamished, gave 44.4% xt,su,. b.881.8°%, 1.8714,

gt o

* 19711,
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aynthuu of u-gnnoon:oon oonpm I1X. m nuuon of direst mﬂwo
sis of methylohlarosilanes.
A.h.Klebanskii and Y.d.rikhtungol'ta. ’hur.Obshthi Khim.27, 8646-58(1957). ‘
ce. this §,27, 2475(1957), 28, 2502(1956) ,
¥hile over Si-Ou catalyst MeOl at £80-300° yiolda 5% H‘llﬂﬁlz, 5ﬁ$ 808101'
and B0% Me,9101,, Et01 at 190° gives 31» Ets&l!ﬂlz. 7% $381C1y ana S48
By 5101, CHp10HCL at 220° gives 18% 331013. 45.5% cszxcnwug. m
cnz cnsic15 snd 15% (0!2303) 8101,. Prol giv.. st 170° 7% ﬁﬂlﬂls. s, 5%
Pr3ifcl, and 1% Pr3icly, 180-Pr0l at 150° gives 34 !81013 and 660 1s30-Pye
$48C1,, Thus larier alkyl groups ceass to yield the dosirubl. 381013 and
Ro%101» derivs, owing te lower thtrmal stebility of the lnrgor groups.
¥hile temp, rise in the roaetor from 360° to 400 ‘raises the conversion .
of MeCl the actusl yteld or Mep5101, dcelingl rrom 36» to soms 10%, vith
inoressed gaaeous produots of daconpng and ineroa-od content of Mcalcla
in the ostalyzate. With EtCl, the rise of temp. from 190° %o zao° ylelds |,
mors B end CH; with decreased yiela of stgslclz and relative inoreaas of
vield of Btulclz. ¥hile inoreased eonﬁact time raises the oonyorsion of
NeCl the actual rate of yield of cond‘nagtc declinesitxnuxiitioxss O sae.
contact téme gives 2532 eonversion whllo 25 sac. contact 5ivnu 400% oon-
ver«aion. but yleld of catalyzate ‘dr0ps from 23 to 12 g./hri in the ghon
inetellation; ths oompn, Of outalyzate is almost uncnikod. Thus the form~
ation of ile51iCly and le,5101g 1s not a oonsecutive resction series. “hen
LasiCly was passed over Lu at 350-400° with or without Kz. HCl or MeCl, |
no chauge was obiarved; the sems was true of Moz,101a. Addn, of MesiClg
to lieCl in 1ts passage over thc catalyst actually loweread the yield of
#831C1lg, while the ylald of 465 34Cly was unichanged. inoreasse of prasaurc
to 4 atm, lowered the initlation temp, to 260° and ralsed tha yiold of
e;5iClg, while the yield of +e3iCly declined somewhat, 3Such inoreased
pressurs along with longer oontact lowsrs the yleld of1Moaa1¢18 and reises
thut of AeoiClz. 3 best opcrating prosauro 18 43 ato.
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Reaction of ohloro&lkyi-alkwldxahlorosllunos uith arcamatic coqpound.
in the presencs of 9luninus chloride. |
BeA(Charnysliev, a.é.Jolguya and Yusi o dgorov (Inst,Org.Chen,, Acad,.f0l.,
ioseow)s Zhur,Obshohel Ihim.27, 2676861(1967). Cf., 35,3469(1968),
Chloroalkyl#alkyldiohlbrosilanoa ean be used es alxvlating agents in the
frisdel-Crefts resction. Refluxing 65.% 8o d133331u-o13, 78 g. CqHy and s
4101z €0 hrs., with‘addn. of 3.5 g. A1015 during that perioed, aaro
attar addn. ot 10 g IoFl3 and 3¢ ml, 1so-oebano and huating l nr..
removable Lpt. of n1915¢r0913; the filtrete eave 85.6% PhCH 81l0013. 740
| 214-5°, n201,321¢, 45011638, and & Cgh (Gﬁzolulolzia. Vg (0299-302°, a,
62° o imilar reaction with 1hCl gave 0106“‘0823£H0G18, 85.77, bol18-9°,
1.5365, 1.276% (predominantly meta isomor, with both ortho and para bcing‘
also jresent, és shown by Raman speotra), MnPh‘almilnrly\gave mixed
isomers ofr x.ceu‘cnzaiz.cla, 15..8p, b75432&930°, 1.8189, 1.1417.jhaagtion
MoCIIClSL‘ItClz wlth Coﬁe gave 49,84 I'hOB CR 31&“01 ftziey b16130.3°
1,3150, 1,1122, while ¥hCl kave wixed iscmsrs of 0105 4033033313tC1z, 24.‘&.
b10147°%, 1.5238, 1.2095, end Merh gave mixed lsomers Of MaO,K 318401,,24.08,
b,50869~70 » 1.5133. 1.0941, Reaction of Cl0R,CH_ aiuzcz with PhCl gave
isoners of Q105I14088&3 uiltclz. 41.5&. b 135-9 » 1.588" 12109, while
Meth gave 41,3j 1somers of Moco 08803 aitt&la. bslalos 0 1.5152 1.09687,
Troatm‘nt of tiLe appropriato dichloro derivs. above with MoMgcl gave:
82« YRCUCH o 1Me0t, byg, 22670, 1.4924, 0.8724; 73% 010, 4cn CH,Si¥s ¢,
b 11782, 1,5073, 0.9880; and SO% KaUgH O, CH, S1MegBt, b 134—5 o lo4924,
C.37¢7. Addn. of alCl, to blbﬂzcﬂ aiﬂtulz resulted in vlgorous reaction
which alter 2 hrs. gave 95,3% 3@31013. dimilarly u.onalsintclz ¢nvo 87.4%

BtoiClg,  (4ed oB4ClaCH 5 1kast ) o. b‘zllos » 1.5078, 0.9458.

’ 4 r < . . 3
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Neseow). Isvest,Akad.Nauk 5.8,8,R,, Otdel. Khim Nauk 1957, 1393-4.
Cf. this 3.1956,550, - i , . o L
Neating uader 140 sm, vaowum 3 mixture of 511 g. c_;,mx‘sgm, u‘l 8
A1Cly 0.5 hr, resulted in repid dista. of the eentents) st ful She poiné
of 3/3 distm. the residue vas trested with 6.‘5_":. }161-,' qn":gtma w:.
continued; redista, of the u-su‘xm gave 358 GNH.!MCI .Gll.l”d .
Passage of 413 g. CC1,1CHCL amd 360 g. Moailcgilthreggh a glass tube at
560° gave 27.85 CC1,ICHSIMeCly, Dyg,163.8°%, 8y 1.4893, dygl.d086, aleag
with MeBiCly) at 600° the yield was 165, Sisiler ressties with EesilCly
gave 135 (at $20%) COLy1CHSABECLy, by, o187.3% 14930, 1,485, I aod
£¢OH in R¢,0 in presesce of pyridime with cesliag gave 565 c;esacn81(ont)‘._
bs76.s°. 1.‘200. 1.‘31’. swl‘fly n". ebtained: ‘..s‘ ccl 'mgt(“t)’.
by 311.8', 1,4512, 1.0945 and 46$'cnc1scusgnt(ont),. b,71f ’ 154305. @
. 0.5936. EtMgBr frem 120 g, StBp troated with 49 g. & gave 73% _cxcuvzcnsut,.
b751191.50' 1,4637, 0,9145. ¥imilarly were ma::os ccx,ocnaa-s..
b,“143.3°. 1.4605, 1.03005 40% eqz,ccusnnen-,.‘bisz » 1.4680, 1.0331;. |
60,5% CCl,:CHSAEE Me, b‘bo.!".' 1.4746, 1.0348; ,36.‘&:150!!8&“,.‘ by 564%
1.4786, 1.0368; and 335 CHCLICHBABUCL,, Dygq162.8%, 1.4739, 1.3134,

Ce.Agrs, JACS 74,3805(1952). o

R ,
ra™ >
Disproportionatien of tidalkylsilanes, -, '
$.X,Borisov, M,G,Voronkev and B.N.Dolgov (Sl_noau Chem .Inst,,Leningrad),
Izvest .Akad.Nauk S.5.8,R.,0tdel,Khin, Fauk 1987, 1396-8,
Refluxing 1.5 hrs, 28,2 g. -nsun,. 45.2 g. Ibltll::l and 1 g. 51613 and
subsequent distn, ‘ﬁ" 6.4 8 IW.MI. ‘0‘501‘. .D 1-37‘3' ‘zooc“alg .
8.3 € &ﬁiﬂs, b, 5‘01" 1.39‘:. 0.675‘, '.‘ [ £ aixed ulﬂtzail-szﬁiﬂ.
6.4 €. NoBtzsicl‘nnd 7.3 g mhzed Bt 81C1 and Bus4Cl,. Similarly 30.6 g.
Melt,54H and 1.5 g. A1C1; ia 3 hrs, gave .81’” RtNe, 84K, § 4 g. Bt,51H,,
b.55.5%, 1.1911, 0.6820, and 7.7 g, Bt 54, B6,6iN and AIC1y geve $8.3%
8% B¢ 54, Raman spectrum of Bt,SiN.1 209(1), 245(3), 295(2),
 322(1), 581(2), 6o6(10), 668(3), 702(2), 766(2), 941(5), 971(6), 1020(S 3
1101(1), 1233(6), 1413(s), 14632(6), 2130(18), 2740¢1), 2878(10), ztgy(xo).§
2915(3), 2941(1), 2961(10). Thus the disproportionation of silanos i :
affected hy conditions of the reactios and the amount of oatalyst used, .
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Cleavage of crtmoucnun by unmxm. |

l.G.Voron\uv and :..u.cm«ma (Sl.lhm Chem,Inst., ,mlmad). Isvest.
It was .hm that (u,u) O can be cleaved by R 31X in a reversible Nmt
Reaction of lt’S!.Cl wvith (ﬁsﬂi) o or (MC “ :. gave, resp. “-70’ . .

’Slm3t3 and MeSt 81081“‘. “iﬂillrly (I. I‘)gﬁ and lt:‘ib’l or Pr lt“
gave, resp., 54% (Staai) 0, 754 u3u61 being ferwed, and 60F (Pr 8), |
with 804 5035181'. Reaction of (Me Si)zﬁ with )(O‘&tal'z. ﬂﬁ’&lc}.’ Ol' NSM’,
gave 15-7$% corresponding tr:llliloxm-, affording s wethed feor cha:la
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